the glovebox. The reaction was heated to 100°C under nitrogen for 4 hours and monitored by TLC. The product was purified by column chromatography using silica gel and a 1:1 ether:dichloromethane elution solvent mixture. The product was isolated as a brown solid 1.8g (83%).
1 H NMR (CDCl3, 400MHz): δ7.40 (s, 1H, CH), 7.21 (m, 1H, CH), 7.04-7.13 (m, 3H, CH), 6.80 (d, 1H, CH J = 9.4 Hz), 6.21 (d, 1H, CH, J = 9.4 Hz), 4.02 (sept, 1H CHMe2, J = 9.0 Hz), 1.42(d, 6H, CH3, J = 9.0 Hz).
13 C{ 1 H} NMR (CDCl3, 400 MHz): δ 144.5 (CH), 143.3, 137.7, 135.6, 128.7, 127.3, 123.2, 120.2, 119.1, 114.8, 110 .2(C arom), 47.8 (CHMe2), 20.8 (CH3).
Analysis Calcd C14H14N2 C, 79.97; H, 6.71; N, 13.32; Found C, 79.60; H, 6.51; N, 13 .00
Preparation of 1,3-diisopropylperimidinium bromide {C10H6( i PrN)2CH}Br (1):
A round bottom flask equipped with stir-bar and a condenser was charged with N,N'-di(isopropyl)-1,8-diaminonaphthalene (1.455g, 6.0mmol), ammonium bromide (0.588g, 6.0mmol), triethylorthoformate (21.0g, 141mmol) and ethanol (10g) and the atmosphere was exchanged for nitrogen by purging the head space with N2 gas. The reaction mixture was heated to 80°C and refluxed for 2 hours then cooled and stirred at room temperature for an additional 12 hours. All volatiles were removed under vacuum and the solid was washed with ether and dried under vacuum. The product was isolated as a yellow powder (1.53g, 77%).
Preparation of 1-isopropyl-3-benzylperimidinium bromide, {C10H6(BnN)( i PrN)CH}Br (2):
A round bottom flask equipped with a magnetic stir bar and a reflux condenser was charged with 1-isopropylperimidine, C10H6N( i PrN)CH (5.0g, 23.8 mmol), benzyl bromide (8.0g, 46.8 mmol) and approximately 100 ml of toluene. The reaction was heated at 100°C overnight under N2 gas. A yellow product precipitated from the reaction mixture and was isolated by filtration and drying under vacuum and determined to be pure 2 (8.2g, 90% 131.6, 131.4, 129.2, 128.6, 128.08, 128.07, 127.1, 124.5, 124.3, 121.8, 108.8, 107 .9 (C arom), 54.9 (CH2), 54.3 (CH) 20.6 (CH3).
Preparation of 1,3-di(isopropyl)perimidine-2 ylidene, C10H6( i PrN)2C (3):
Compound 1 (0.167 g, 0.5mmol) was dissolved in 10 mL of 1:1 chlorobenzene/THF in the glovebox. To this solution was added a solution of KN(SiMe3)2 (0.10 g, 0.5mmol) dissolved in 7 mL of 1:1 chlorobenzene/THF. The reaction mixture was stirred for 1 h, and the solvent was removed under vacuum. The product, a pale pink solid, was isolated by extraction with toluene followed by solvent removal and drying under vacuum (0.045g, 0.25mmol, 50%). n/a n/a Largest diff. peak and hole 0.783 and -0.373 e -3 0.611 and -0.654 e -3 P a g e | S7
Figure S1. X-ray structure of the cation of 1 (Only one of the independent molecules is shown).
The counter anion Br -and hydrogen atoms have been omitted for clarity.
P a g e | S8 Figure S2 . X-ray structure of the cation of 2 (Only one of the two independent molecules is shown). The counter anion, Br -and hydrogen atoms have been omitted for clarity.
